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(57) ABSTRACT

A liquid adhesion composition can include at least one
polymerizable compound comprising at least two functional
groups; a solvent; a catalyst; and a cross-linking agent,
wherein the cross-linking agent can have a structure of
Formula (1): A [X—(0O—Y—),,—N(CH,—OR),] ., (1),
wherein A 1s an alkyl group, or an aromatic group, or a
heteroaromatic group; X 1s C,_; alkyl, Y 1s C,_, linear or
branched alkyl; n,; 1s 1-10; R 1s C,  alkyl; and n, 1s 1-6. The
liquid adhesion composition can be cured at elevated tem-
peratures and may be applied 1n nanoimprint lithography for
attaching an 1mprint resist layer on a substrate.

19 Claims, 2 Drawing Sheets
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LIQUID ADHESION COMPOSITION,
MULTI-LAYER STRUCTURE AND METHOD
OF MAKING SAID STRUCTURE

FIELD OF THE DISCLOSURE

The present disclosure relates to a liquid adhesion com-
position, particularly to a liquid adhesion composition for
attaching a resist layer on a substrate in nanoimprint lithog-
raphy.

RELATED ART

Spin-coatable adhesion materials 1n nanoimprint lithog-
raphy have high quality requirements regarding stability,
viscosity, and unwanted gelation or particle formation dur-
Ing processing.

There exists a need to further improve the quality of
spin-coatable adhesion compositions.

SUMMARY

In one aspect, a liquid adhesion composition can comprise
at least one polymerizable compound comprising at least
two functional groups; a solvent; a catalyst; and a cross-
linking agent, wherein the cross-linking agent can have a
structure of Formula (1):

A[X (1),

wherein A 1s an alkyl group, or an aromatic group, or a
heteroaromatic group; X 1s C,_< alkyl, Y 1s C,_, linear or
branched alkyl; n, 1s 1-10; R 1s C,_. alkyl, wherein each R
can be the same or different; and n, 1s 1-6.

{:O Y )HI_N(CHE_OR)E]HE

In a further aspect, the cross-linking agent of Formula (1)
can have a structure wherein A 1s C,_; alkyl, Y 1s branched
C;.s alkyl; R 1s C,_; alkyl, n, 1s 2-6, and n, 1s 2 or 3.

In yet a particular aspect, the cross-linking agent of the
liquid adhesion composition can have a structure of Formula

(2):

(2)
CH;

),IN(CH2OCH3);

O
CH3 /c CH3
O O\)\
(H3COH2C)2N()\/ W )N(CHQOCH3)2
e

wherein X, y, z 1s S or 6, and a degree of —CH,OCH, 1s at
least 5.7 per mol.

In another aspect, the at least one polymerizable com-
pound of the liqmd adhesion composition can comprise a
monomer, an oligomer, a polymer, or any combination
thereol.

In a certain aspect, the polymernizable compound can
include an acrylate oligomer.

In a particular aspect, the acrylate oligomer can include a
structure of formula (3):
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(3)
CH,

/

O

SN

/CH2
O L O
O
O
O HO

O
—E‘/\—Cﬂz Py [(\_C}bﬂﬁ
A F
HsC H3C

wherein n, +n,>2.

In yet a further aspect, the liquid adhesion composition
can comprises per ml less than 50 particles with a particle
s1ze of greater than 200 nm.

In another aspect, the liquid adhesion composition can
comprise a viscosity of not greater than 100 cP.

In a further aspect, the liquid adhesion composition can be
cured at a temperature of at least 50° C.

In yet another aspect, a weight percent ratio of the amount
of the polymerizable compound to the amount of cross-
linking agent 1n the liquid adhesion composition can be at
least 0.5 and not greater than 20.

In another aspect, a combined amount of the polymeriz-
able compound and the cross-linking agent together can be
at least 0.02 wt % and not greater than 10 wt % based on the
total weight of the liguid adhesion composition.

In one aspect, the solvent of the liquid adhesion compo-
sition can comprise propylene glycol methyl ether acetate
(PGMEA), propylene glycol methyl ether (PGME), cyclo-
hexanol, or a combination thereof.

In another embodiment, a multi-layer structure can com-
prise a substrate, a solid adhesion layer directly overlying a
surface of the substrate; and a solid polymeric layer directly
overlying a surface of the adhesion layer, wherein the solid
adhesion layer can comprise an oligomer or polymer cross-
linked by a cross-linking agent. The cross-linking agent can
have a chemical structure of Formula (1), wherein A 1s an
alkyl or an aromatic group; X 1s C,_; alkyl, Y 1s C,_, linear
or branched alkyl; n, 1s 1-10; R 1s C,_; alkyl; n, 1s 1-6.

In a certain aspect, the cross-linking agent of Formula (1)
contained in the solid adhesion layer of the multi-layer
structure can have a structure wherein A 1s C, _; alkyl, Y 1s
branched C,_; alkyl; R 1s C, 5 alkyl, n; 1s 2-6, and n, 1s 2 or
3.

In a particular aspect, the cross-linking agent can have the
chemical structure of Formula (2), wheremn X, y, and z 1s 5
or 6, and a degree of —CH,OCH, 1s at least 5.7 per mol.

In one aspect, the thickness of the adhesion layer of the
multi-layer structure can be at least 2 nm and not greater
than 100 nm.

In yet a further aspect, the solid polymeric layer of the
multi-layer structure can be an imprint resist layer adapted
for a nanolithographic process.

In another aspect, a method of attaching a resist layer to
a substrate can comprise: applying a liquid adhesion com-
position on a surface of the substrate, the liquid adhesion
composition comprising at least one polymerizable com-
pound including at least two functional groups; a solvent; a
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catalyst; and a cross-linking agent, the cross-linking agent
having a structure of Formula (1), wherein A 1s an alkyl or
an aromatic group; X 1s C, . alkyl, Y 1s C,_, linear or
branched alkyl; n, 1s 1-10; R 1s C,  alkyl; and n, 1s 1-6;
curing the liquid adhesion composition by cross-linking the
polymerizable compound with the cross-linking agent to
form a solid adhesion layer; applying a liquid resist layer
directly on top of the solid adhesion layer; and curing the
liquid resist layer to form an imprint layer.

In a fturther aspect, the cross-linking agent of Formula (1)

used 1n the method can have a structure wherein A 1s C, 4
alkyl, Y 1s branched C,_; alkyl; R 1s C, _; alkyl, n, 15 2-6, and
n, 1s 2 or 3.

In a particular aspect, the cross-linking agent used 1n the
method can have the chemical structure of Formula (2),
wherein X, y, z 1s 5 or 6, and a degree of —CH,OCH, 1s at
least 5.7 per mol.

In another embodiment, a method for forming a photo-
cured product pattern can comprise forming a solid adhesion
layer by applying the liquid adhesion composition described
above onto a substrate and curing the liquid adhesion
composition; applying a photocurable composition to the
substrate having the solid adhesion layer; bringing the
photocurable composition into contact with a mold having,
an original pattern to be transierred; 1rradiating the photo-
curable composition with light to form a photo-cured prod-
uct; and removing the mold from the photo-cured product.

In yet a further embodiment, a method for manufacturing
a circuit board can comprise forming a photo-cured product
pattern as described above; working the substrate by etching
or 10on 1mplantation using the patterned film as a mask; and
forming an electronic member. In one aspect, the circuit
board can be a semiconductor element.

BRIEF DESCRIPTION OF THE DRAWINGS

Embodiments are 1llustrated by way of example and are
not limited 1n the accompanying figures.

FIG. 1 includes an illustration of a multi-layer structure
according to one embodiment.

FIG. 2 includes a graph 1llustrating the contact angle of an
imprint resist applied on a solid adhesion layer according to
one embodiment and comparing with control sample.

Skilled artisans appreciate that elements 1n the figures are
illustrated for simplicity and clarity and have not necessarily
been drawn to scale. For example, the dimensions of some
of the elements in the figures may be exaggerated relative to
other elements to help improve understanding of embodi-
ments of the mvention.

DETAILED DESCRIPTION

The following description 1n combination with the figures
1s provided to assist in understanding the teachings disclosed
herein. The following discussion will focus on specific
implementations and embodiments of the teachings. This
focus 1s provided to assist in describing the teachings and
should not be interpreted as a limitation on the scope or
applicability of the teachings.

Unless otherwise defined, all technical and scientific
terms used herein have the same meaning as commonly
understood by one of ordinary skill in the art to which this
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invention belongs. The materials, methods, and examples
are 1llustrative only and not intended to be limiting. To the
extent not described herein, many details regarding specific

materials and processing acts are conventional and may be
found 1n textbooks and other sources within the imprint and
lithography arts.

bl B 4 4

As used herein, the terms “comprises,” “comprising,”

“includes,” “including,” “has,” “having” or any other varia-
tion thereot, are intended to cover a non-exclusive inclusion.
For example, a process, method, article, or apparatus that
comprises a list of features 1s not necessarily limited only to
those features but may include other features not expressly
listed or mnherent to such process, method, article, or appa-

ratus.

As used herein, and unless expressly stated to the con-
trary, “or” refers to an inclusive-or and not to an exclusive-

or. For example, a condition A or B 1s satisfied by any one

of the following: A 1s true (or present) and B 1s false (or not
present), A 1s false (or not present) and B 1s true (or present),
and both A and B are true (or present).

Also, the use of “a” or “an” are employed to describe
clements and components described herein. This 1s done
merely for convenience and to give a general sense of the
scope of the mvention. This description should be read to
include one or at least one and the singular also includes the
plural unless it 1s obvious that it 1s meant otherwise.

As used herein, the terms alkyl group or aryl group or
aromatic group are used to encompass groups having no
substituents (e.g., an unsubstituted alkyl group) but can also
include substituted groups (e.g., a substituted alkyl group).

In one embodiment, the present disclosure 1s directed to
a liquid adhesion composition which can comprise at least
one polymerizable compound including at least two func-
tional groups, a solvent, a catalyst, and a cross-linking agent.
The liguid adhesion composition can be stable at room
temperature (25° C.) and may not cure during longer storage
time. In one aspect, the liquid adhesion composition can be
subjected to curing at elevated temperatures. A particular use
of the liquid adhesion composition of the present disclosure
can be 1 nanoimprint lithography. In one aspect, the liquid
adhesion composition can be spin-coated on a waler sub-

strate, cured and employed for attaching a resist layer to the
waler substrate.

The cross-linking agent of the liquid adhesion composi-
tion can have the structure of Formula (1):

A[X—O—Y—),,;—N(CH>—OR )], (1),

wherein A can be an alkyl-group, an aromatic group, or a
heteroaromatic group; X can be C,_ alkyl, Y can be C, _,
linear or branched alkyl; n, can be 1-10; R can be C,_. alkyl,
wherein each R can be the same or diflerent; and n, can be
1-6. Non-limiting examples of aromatic groups can be
substituted or unsubstituted benzyl or naphthyl ring struc-
tures. A heteroaromatic group can be, for example, a
melamine-ring. As used herein, alkyl can mean substituted
or unsubstituted alkyl groups. In a certain aspect, A can be
a C,_; alkyl group, Y can be branched C,_; alkyl; R can be
methyl or ethyl, n, can be 2-6, and n, can be 2 or 3. In a
particular embodiment, the cross-linking agent can have the
structure of Formula (2):
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(2)
CHj,

)y N(CH,OCH;3),

O
CH,; A CIH;
O (lxh,fLm.
(H3COH2C)2N()\/ W )N(CHZO'C H3 )2
H C/

wherein X, y, z 1s S or 6, and a degree of —CH,OCH, 1s at
least 5.7 per mol.

As can be seen 1n Formula 1 or Formula 2, the cross-
linking agent can include protective alkoxymethyl groups
which may prevent or block the cross-linking agent to react
with the functional groups of the polymerizable compound
at room temperature. In a particular embodiment, the cross-
linking agent can be substantially free of reactive functional
groups at room temperature, for example, substantially free
of NH,, NH, or OH groups, and these functional groups may
be protected by alkoxymethyl groups. As used herein, the
phrase “the cross-linking agent being substantially free of
functional groups™ 1s intended to mean that the actual degree
of alkoxymethylation (DB ) 1s at least the maximum pos-
sible degree of alkoxymethylation (DB, ) multiplied with
tactor 0.95, 1.e., DB_zDB__ x0.95. Applied to Formula 2,

FRGX

which shows a maximum possible degree of methyoxym-
cthylation DB_ __ of 6, the actual degree of methoxymeth-
ylation DB _ may be at least 6x0.95=5.7 per mol, such as
DB can be at least 5.8, at least 5.85, at least 5.90, at least
5.95, at least 5.98, or at least 5.99 per mol.

A high degree of blocked functional groups of the cross-
linking agent 1s desirable 1n nanoimprint lithography, since
it can be an indication about the stability of the liquid
adhesion composition at room temperature, wherein polym-
erization reactions between cross-linking agent and polym-
erizable compound are not wanted.

In one aspect, the cross-linking agent can be a liquid at
room temperature (25° C.) and may be fully miscible with
the solvent of the liquid adhesion composition.

The amount of cross-linking agent 1n the liquid adhesion
composition can be at least 1 wt %, such as at least 5 wt %,
at least 10 wt %, at least 15 wt %, or at least 20 wt % based
on the total weight of the solutes. In another aspect, the
amount of cross-linking agent may be not greater than 80 wt
%, such as not greater than 50 wt %, not greater than 40 wt
%, not greater than 30 wt %, or not greater than 25 wt %. The
amount of cross-linking agent can be a value between any of
the minimum and maximum values noted above.

As used herein, the term solute or solutes 1s intended to
mean all components of the liquid adhesion composition
which are dissolved 1n the solvent, such as the cross-linking
agent, the catalyst, the polymerizable compound, and
optional additives. In one aspect, the total amount of solutes
based on a total weight of the liquid adhesion composition
can be at least 0.2 wt %, such as at least 0.25 wt %, at least
0.3 wt %, at least 0.5 wt %, at least 1.0 wt %, at least 2 wt
%, at least 3 wt % or at least 3.5 wt %. In another aspect, the
total amount of solutes may be not greater than 15 wt %,
such as not greater than 10 wt %, not greater than 7 wt %,
not greater than 6 wt %, not greater than 5 wt %, not greater
than 4.5 wt %, or not greater than 4 wt %.
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In a particular aspect, the total amount of solutes in the
liquid adhesion composition can correlate with the thickness
of the liquid adhesion layer intended to be created. For
example, a thin adhesion layer within a range of 5-10 nm can
employ a total amount of 0.25 wt % to 0.8 wt %, while a
thicker layer with a thickness range of 40 to 60 nm can
employ an amount of total solutes between 2 wt % and 4.5
wt %. In a certain embodiment, the amount of total solutes
of the liquid adhesion composition can increase 1n an about
direct proportion with the increase of the intended thickness
of the adhesion layer to be made.

In another aspect, a weight percent ratio of the amount of
the polymerizable compound to the amount of cross-linking
agent can be at least 0.5, such as at least 1.0, at least 1.3, at
least 2, at least 5, at least 10, or at least 12. In yet another
aspect, the weight percent ratio amount of polymerizable
compound to cross-linking agent can be not greater than 20,
such as not greater than 15, or not greater than 13.

In a further aspect, the total amount of polymerizable
compound and cross-linking agent together in the liquid
adhesion composition can be at least 0.02 wt %, such as at
least 0.05 wt %, at least 0.1 wt %, at least 0.3 wt %, at least
0.5 wt %, at least 1.0 wt %, at least 2.0 wt %, at least 4.0 wt
%, or at least 6.0 wt %. In another aspect, the total amount
of polymerizable compound and cross-linking agent may be
not greater than 10 wt %, not greater than 8 wt %, or not
greater than 7 wt %.

The catalyst of the liquid adhesion composition of the
present disclosure can be adapted that 1t initiates curing of
the composition at elevated temperatures. In one aspect, the
catalyst can be a thermal acid generator, hereinafter called
“TAG catalyst,” which can release a free acid at a certain
clevated temperature. In one aspect, the TAG catalyst can be
active at a temperature of at least 50° C., such as at least 90°

C., at least 100° C., at least 110° C., at least 120° C., at least
130° C., at least 140° C., at least 150° C., or at least 160° C.
Non-limiting examples of TAG catalysts can be K-Kure
TAG 2678, CXC-1821, or Cycat 4040. The catalyst of the

present disclosure may not be limited to a TAG catalyst and
any other type of catalyst which can 1nitiate a cross-linking

reaction at elevated temperature may be included in the
liquid adhesion composition.

In another aspect, the catalyst contained 1 the liquid
adhesion composition can be activated by UV radiation to
initiate polymerization reactions.

In one embodiment, the catalyst can be present 1n the
liquid adhesion composition 1n an amount of at least 0.05 wt
% based on the total weight of the solutes, such as at least
0.1 wt %, at least 0.5 wt %, or at least 1 wt % based on the
total weight of the solvent. In another embodiment, the
amount of catalyst may be not greater than 6 wt % based on
the total weight of the solutes, such as not greater than 5 wt
%, not greater than 4 wt %, or not greater than 3 wt % based
on the total weight of the solutes. The amount of catalyst can
be a value between any of the minimum and maximum
values noted above.

The polymerizable compound of the liquid adhesion
composition can comprise at least two functional groups and
can include a monomer, an oligomer, a polymer, or any
combination thereol. Non-limiting examples of reactive
functional groups can be a hydroxyl group, a carboxyl
group, an amino group, an 1mino group, a (meth)acryloyl
group, an epoxy group, an oxetanyl group, or a maleimide
group. Such functional groups can be included, e.g., 1n alkyd
resins, polyester resins, acrylic resins, acrylic-alkyd hybrids,
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acrylic-polyester hybrids, substituted polyether polymers,
substituted polyolefin polymers, polyurethane polymers or
co-polymers thereof.

In a certain embodiment, the polymerizable compound
can include an acrylate oligomer. In a particular embodi-
ment, the polymerizable compound can be an acrylate
oligomer having a structure of Formula (3):

(3)

O o . o
%\O %\OH
\ HO \
0
RN [

CHy4+

—CHy 15—

‘\
x/\/

H,C

Lu/ b

H,C

wherein n;+n,>2.

The amount of polymenizable compound in the hiquid
composition can be at least 5 wt % based on the total weight
of the solutes, such as at least 10 wt %, at least 15 wt %, or
at least 20 wt %. In another aspect, the amount of polym-
erizable compound may be not greater than 95 wt %, such
as not greater than 90 wt %, not greater than 85 wt % based
on the total weight of the solutes. The amount of polymer-
1zable compound can be a value between any of the mini-
mum and maximum values noted above.

The solvent of the liquid adhesion composition of the
present disclosure can be any solvent which provides good
solubility of all the ingredients of the composition, particu-
larly the polymerizable compound, the cross-linking agent
and the catalyst. Non-limiting examples of suitable solvents
can be propylene glycol methyl ether acetate (PGMEA),
propylene glycol methyl ether (PGME), cyclohexanol, or
any combination thereof.

In a further aspect, the liquid adhesion composition can
contain at least one optional additive. Non-limiting
examples of optional additives can be surfactants, disper-
sants, stabilizer, co-solvents, initiators, inhibitors, or any
combination thereof.

The liquid adhesion composition of the present disclosure
can have an exceptional stability at room temperature over
a large period of time. It 1s a known problem 1n nanoimprint
lithography, that cross-linking agents may be active to a
certain degree already at room temperature and can cause
unwanted polymerization reactions during storage. This 1s
especially of disadvantage when applying the liquid adhe-
sion composition by spin coating on a waler substrate.
Unwanted particles can precipitate n the tube or nozzle,
which often requires lots of flushing before operating the
tubes. Moreover, unwanted particles can be formed on the
waler substrate and lead to quality problems of the coatings.
The liquid adhesion composition of the present disclosure
can avold the above-discussed problems. In one embodi-
ment, the liquid adhesion composition can comprise per ml
less than 50 particles with a particle size of greater than 200
nm, or less than 30 particles/ml with a particle size of greater
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than 150 nm, or less than 50 particles/ml with a particle size
of greater than 100 nm, or less than 50 particles/ml with a
particle size of greater than 80 nm.

In a further embodiment, the viscosity of the liquid
adhesion composition can be at least 0.5 cP, such as at least
1 cP, at least 1.5 cP, at least 2.0 cP, at least 2.5 cP, at least
3 cP, at least 5 cP, at least 10 cP, at least 15 cP, at least 20
cP, or at least 30 cP. In another embodiment, the viscosity
can be not greater than 100 cP, such as not greater than 70
cP, not greater than 350 cP, not greater than 40 cP, or not
greater than 30 cP. The viscosity of the liquid adhesion
composition can be a value between any of the minimum
and maximum values noted above.

The present disclosure 1s further directed to a multi-layer
structure which employs the above-described liquid adhe-
s1on composition 1n a cured stage as a solid adhesion layer.
In one embodiment, as 1llustrated in FIG. 1, the multi-layer
structure (10) can comprise a substrate (11), a solid adhesion
layer (12) directly overlying a surface of the substrate; and
a solid polymeric layer (13) directly overlying a surface of
the adhesion layer. The solid adhesion layer can correspond
to the liqmd adhesion composition described above after
crosslinking the polymeric compound with the cross-linking
agent.

The thickness of solid adhesion layer (12) of the multi-
layer structure can be at least 1.5 nm, such as at least 5 nm,
at least 8 nm, at least 10 nm, at least 15 nm, or at least 20
nm. In another aspect, the thickness of the solid adhesion
layer can be not greater than 100 nm, such as not greater than
80 nm, not greater than 50 nm, not greater than 40 nm, not
greater than 30 nm, or not greater than 25 nm. The thickness
of the solid adhesion layer can be a value between any of the
minimum and maximum values noted above.

The substrate (11) of the multi-layer structure can include
s1licon, silica, glass, metal, a metal alloy, a ceramic material,
or any combination thereof. In a particular embodiment, the
substrate can be a silicon wafer.

The solid adhesion layer (12) of the multi-layer structure
can attach the solid polymeric layer (13) to the substrate
(11). In a particular embodiment, the solid polymeric layer
of the multi-layer structure can be an imprint resist layer
attached to a water substrate adapted for a nanolithographic
process. Non-limiting examples of the material of the solid
polymeric layer can be UV cured acrylate and/or methacry-
late based imprinting resists.

In one embodiment, a separation energy for separating a
template from the polymeric layer after being patterned and
cured can be at least 0.8 mJ, such as at least 0.85 mJ, at least
0.9 mlJ, or at least 0.95 mJ.

The contact angle of a liquid resist to the applied surface
1s an 1mportant parameter 1n nanoimprinting, since 1t aflects
the drop spreading of the resist and the further performance
during processing. As a general rule can be applied that the
smaller the contact angle the faster the drop spreading. In
one aspect, the contact angle of a liquid resist dropped on the
solid adhesion layer of the present disclosure can be not
greater than 30 degrees, such as not greater than 25 degrees,
not greater than 20 degrees, not greater than 15 degrees, or
not greater than 10 degrees. In a particular embodiment, the
contact angle can be not greater than 20 degrees within a
time period of 0.1 seconds to 1.5 seconds.

In another aspect, particularly when the polymeric layer 1s
an 1mprint resist layer, a maximum thickness of the poly-
meric layer after patterning and curing the liquid resist can
be between 40 nm and 200 nm, wherein the residual layer
thickness may be at least 5 nm, such as at least 10 nm, at
least 15 nm, at least 20 nm, or at least 30 nm.
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In a further embodiment, the present disclosure 1s directed
to a method of attaching a resist layer to a substrate. The
method can comprise the following steps: applying the
liquid adhesion composition described above on a surface of
a substrate; curing the liquid adhesion composition to form
a solid adhesion layer; applying a liquid resist layer directly
on top of the solid adhesion layer; and curing the liquid resist
layer.

In a certain embodiment, applying the liquid adhesion
composition to a surface of the substrate can be conducted
by spin coating. The liquid adhesion composition may be
adapted that during spin-coating a continuous and even
liquid layer of the liquid adhesion layer can be formed.

In a further embodiment, after applying the adhesion layer
on the substrate surface and before applying the liquid resist
layer, the liquid adhesion composition can be cured. In one
embodiment, the liquud adhesion composition can be cured
by heat treatment. During heat treatment, the catalyst con-
tained 1n the liquid adhesion composition may cause Cross-
linking reactions between the cross-linking agent and the
polymeric compound of the liquid adhesion composition.
Curing of the liquid adhesion composition can also 1nclude
forming of a bond chemistry with the underlying substrate
surface. The temperature during heat treatment may depend
on the temperature at which the catalyst can become active,
¢.g., by releasing an acid which can cause the cross-linking
reaction (see description of suitable catalysts above). Heat
treating can be conducted, for example, by heating the
substrate to the required temperature on a hotplate or 1n an
oven.

After curing of the liquid adhesion composition to form a
solid adhesion layer (12), a liquid resist layer (13) can be
applied directly over the solid adhesion layer (12). In a
particular embodiment, the liquid resist layer (13) can be
applied by ink-jetting 1n a J-FIL nanoimprinting process.
Depending on the maternial of the liquid resist layer, curing
can be also conducted by heat treatment, or a combination
of UV radiation and heat treatment. In one embodiment, the
liquid resist layer can be cured by UV radiation.

In another embodiment, the present disclosure 1s directed
to a method of forming a photo-cured product pattern. The
method can comprise forming a solid adhesion layer by
applying the liquid adhesion composition described above
onto a substrate and curing the liquid adhesion composition.
Therealter, a photocurable composition (for example, a
liguid 1imprint resist) can be applied on top of the sohid
adhesion layer and a mold may be brought in contact with
the photocurable composition such that the photocurable
composition can fill the mold. The mold may contain an
original pattern to be transferred, heremnafter also called
relief pattern. After the photocurable composition has filled
the mold, the photocurable composition can be radiated with
light, for example, UV light, to form a photo-cured product.
After curing of the photocurable composition, the mold can
be removed from the photo-cured product.

In the above-described process, the photo-cured product
pattern can have a desired relietf pattern (derived from the
relief pattern of the mold) 1n a desired position, and thus, an
article having the photo-cured product pattern can be
obtained.

The photo-cured product pattern may be used as an
interlayer isulating film of a semiconductor device, such as
LSI, system LSI, DRAM, SDRAM, RDRAM, or
D-RDRAM, or as a resist film used in a semiconductor
manufacturing process.
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In the embodiment wherein the photo-cured product pat-
tern 1s used as a resist film, the photo-cured product pattern
can function as an etching mask. In a particular aspect, the
substrate can contain electronic members and a circuit
structure can be formed on the substrate according to the
profile of the photo-cured product pattern. Thus, a circuit
board used 1n a semiconductor device or the like can be
produced. The resulting circuit board may be connected to a
control mechanism for the circuit board for producing an
clectronic component of a display, a camera, a medical
apparatus, or any other apparatus.

Similarly, the photo-cured product pattern may be used as
a resist film for etching and/or 10n implantation 1n a process
for manufacturing an optical component or a device com-
ponent, such as a flow channel structure of microfluidics and
a patterned medium structure.

Although etching and 10on 1mplantation have been
described 1n embodiments as the method for etching the
substrate using the photo-cured product pattern as a mask,
the method 1s not limited to these. For example, plating may
be performed on the substrate provided with the photo-cured
product pattern. In a process for manufacturing a circuit-
including substrate or an electronic component, the photo-
cured product pattern may be finally removed from the
substrate, or may be left as a member of a device.

EXAMPLES

The following non-limiting examples illustrate the con-
cepts as described herein.

Example 1

Synthesis of Cross-Linking Agent.

A mixture of 440 g of a polyetheramine having three
primary amine groups (Jeflamine T-403 from Huntsman),
300 g of formaldehyde, 190 g of methanol, 55 g of water,
and 10 g of 10% NaOH solution was added to a reaction
vessel. The mixture was stirred and heated under reflux to a
temperature of 83° C. whereby a homogenous solution was
formed. The solution was further heated to a temperature of
87° C. and 500 g of methanol was added. After adding of the
methanol, the solution was maintained at 87° C. for further
10 minutes and thereaiter cooled down to room temperature.
During cooling a solid precipitate was formed. The solid
precipitate was separated and mixed with 950 g of methanol

and 50 g of nitric acid. This mixture was stirred and allowed
to react for 30 min at room and thereatter 150 g NaHCO,+20
g Na,CO; was added to neutralize the mixture. Thereatter,
methanol was removed from the mixture by distillation and
the remaining product was washed with xylene and dried
under vacuum. The obtained product was a viscous liquid,
and 1s called hereafter cross-linking agent CA-M6, which
structure 1s shown in Formula 2.

The degree of methoxymethylation of cross-linking agent
CA-M6 was analyzed with H-NMR and ultra performance
liquid chromatography (UPLC) analysis. The analysis mea-
sured degree of methoxymethylation was 6.0, which 1s the
maximum possible methoxymethylation degree for the
employed polyetheramine starting material, and means that
cach of the three primary amine groups contained two
methoxymethyl groups as protective groups.
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Example 2

Preparation of liquid adhesion composition including
cross-linking agent CA-M6 and forming of solid adhesion
layer.

A liquid adhesion composition (Sample 51) was prepared
including as polymerizable compound Isorad 501-20 from
Schenectady International (20% i PGMEA) 1n an amount
of 0.607 g, as cross-linking agent CA-M6 of Example 1 (2%
in PGMEA) 1n an amount of 1.94 g, TAG catalyst Tag2678
from King Industries (0.2% in PGMA) in an amount of 0.8

g, and as solvent 47.82 ¢ PGMEA.

The composition was mixed in a roller mixer for two
hours at room temperature, and thereafter was spin-coated as

a thin liguid film on a bare silicon wafer by a Brewer coater
at 1500 rpm. The viscosity of the liquid adhesion compo-
sition, measured by a Brookfield Viscometer after mixing
and before spin-coating was 1.1 cP at a temperature of 23°
C. The measurement was conducted with spindle #18 at 135
rpm spin speed, at 23° C. An amount of 7 ml liquid was used
to ensure to cover the spindle head.

The silicon water was heated to a temperature of 220° C.
and the liquid film was cured for 90 seconds to form a solid
adhesion layer, heremafter called SS1. After curing, the film
was cooled to room temperature and washed with PGMEA
and dried. The thickness of the formed solid adhesion layer
SS1 (measured by Ellipsometer) was 4.2 nm before washing
with PGMEA, and 4.2 nm after washing with PGMEA. The
constant thickness after washing with PGMEA indicated that
the cross-linking reaction was complete and no significant
amounts of materials could be removed by washing with the
solvent.

Example 3

Preparing of Comparative Liquid Adhesion Composition
and Forming of Comparative Solid Adhesion Layer.

A comparative liquid adhesion composition was prepared
(Sample C1) by making the same mixture as 1n Example 1,
except that the cross-linking agent was replaced with Cymel
303 from Cytec Industries 1n an amount of 1.94 g (2% 1n
PGMEA). Cymel 303 contains the known cross-linking
agent hexamethoxymethylmelamine (HMMM), which 1s
methoxymethylated melamine (see Formula 4).

(4)
H;COM,C__CHOCH;

N

WJ\N
H3;COH,C )\ ,)\ CH,OCH
3 2 \T . I“Jf VL3

H;COH,C H;COH,C

The mixture was mixed for two hours in the roller mixer
at room temperature, and thereafter spin-coated 1n form of a
thin liguid film on a bare silicon wafer by a Brewer coater
at 1500 rpm. The viscosity of the liquid adhesion compo-
sition alter mixing and before spin-coating was 1.1 cP at 23°
C. The coated silicon water was heated to a temperature of

180° C. and the liquid film was cured for 90 seconds. The
thickness of the cured film, hereinatter called SC1, was 5.5
nm (measured by Ellipsometer). The comparative liquid
adhesion composition has been already used 1n commercial
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manufacturing and was known to cure completely under the
applied conditions, wherefore washing and re-measuring the
thickness of the solid adhesion layer was omitted.

Example 4

Comparison of Contact Angles Between Liquid Resist

and Solid Adhesion Layers SS1 and SCI1.

The contact Angle was measured with a KYOWR Contact
Angle Meter DropMaster DM-701. For the testing, a 2 ul
amount of liquid resist was dispensed onto the solid surface
of the cured solid adhesion layer and allowed to spread and
to form a drop shape. A CCD camera was used for imaging
the drop profile and the data were recorded at a rate of 0.1
s/frame. The contact angle 0 at different time points was
measured by the software automatically. The contact angle
value can indicate the wettability of the liquid to the solid
surface.

A UV curable acrylate-based liquid imprint resist layer
consisting of two monofunctional acrylates, one difunctional
acrylates as the crosslinker, photoinitiators, and surfactants
having a viscosity of 6 cP was dropped on the surface of the
solid adhesion layer SS1 and solid adhesion layer SC1. As
illustrated 1n FIG. 2, low contact angles in a range from 11
degrees to 5 degrees during a time frame from 0.1 seconds
to 1.75 seconds could be observed on both types of solid
adhesion layers, SS1 and SCI1. The contact angle was
slightly smaller for liquid resist dropped on the solid adhe-
sion layer SS1, including CA-M6 as cross-linking agent.

Example 5

Comparison of Liquid Resist Drop Spreading

The liquid resist used 1n Example 4 was also used for
testing the drop spreading on the solid adhesion layers SS1
and SCI1. For the testing, single drops with a size of 3 pL
were applied on the solid adhesion layers and the drop size
on each layer measured after 0.5 seconds with an optical
microscope. The average drop size on solid adhesion layer
SS1, including CA-M6 as cross-linking agent, was 104.5
um, which was slightly larger than the average drop size of
101.9 um formed on comparative solid adhesion layer SCI1,
using HMMM as cross-linking agent. The larger drop size
on the CA-M6 comprising layer corresponds to the lower
contact angle on this layer measured in Example 4.

Example 6

Comparison of Separation Energy for Imprint Layer on
SS1 and SCI.

A UV curable acrylate-based liquid imprint resist layer
containing two monofunctional acrylates, one difunctional
acrylate as the crosslinker, photoinitiator, and surfactant was
applied on the solid adhesion layer SS1 (formed in Example
2) and on the solid adhesion layer SC1 (formed 1n Example
3). The applied liguid resist layers were cured by UV
radiation. The residue layer thickness of each of the cured
imprint resist layers on SS1 and SC1 was 15 nm. A pre-
patterned template was used to test the separation energy to
separate the template from the cured imprint resist. For the
testing, an amount of 3 ul. of the liquid resist was applied by
a piezoelectric print head onto the solid adhesion layer SS1
and SCI1, and the template was pressed on the liquid resist
to let the liquad to fill 1n the trenches. Thereatter, the liquid
resist contained 1n the template mold was exposed to UV
radiation to solidify. Finally, the template was separated
from the cured resist, leaving the patterned resist on the
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adhesion layer. During the separation process, the separation
force and time was recorded, and the separation energy
calculated by the imprinting tool.

Table 1 includes a summary of measured separation
energy values at different locations of the imprint resist
layers. It can be seen that the separation energy for both

samples, having underlying solid adhesion layers SS1 and
SC1, was within a range of 0.85 mJ and 1 mJ. For both tested
samples, the separation of the template from the imprint
resist layer were complete without any adhesion failure
between the adhesion layer to the silicon substrate and also
without adhesion failure between the adhesion layer and the
cured imprint resist.

TABLE 1
Sample Separation Energy [ml]
SS1 0.98 0.97 0.96 0.97 0.99 0.97 0.98
SC1 0.99 0.91 0.95 0.93 0.95 0.92 0.89

The comparative testing results of Examples 4, 5, 6
demonstrate that solid adhesion layer SS1 formed with
cross-linking agent CA-M6 1s comparable with known solid
adhesion layers made with commercial cross-linking agent
HMMM.

In comparison to  hexamethoxymethylmelamine
(HMMM) contained as cross-linking agent in the compara-
tive liquid adhesion composition, the cross-linking agent of
the liquid adhesion composition of the present disclosure has
a structure which 1s much more flexible because of repeating
oxypropylene units and non-ring structure (see, €.g., For-
mula 2). In contrast, HMMM has a conjugated 6-ring
structure as the center of the molecule, wherein the func-
tional amino groups (blocked with methoxymethyl groups)
are directly covalently bonded to the three C atoms of the
heterocyclic ring (see Formula 4) and 1s thereby very limited
in 1ts tlexibility. The flexibility of the cross-linking agent of
the present disclosure can be one reason that it 1s liquid at
room temperature or at operation temperature, while
HMMM 1s solid at these temperatures. Although both cross-
linking agents are very soluble 1n the solvent, e.g. PGMEA,
their behavior and stability 1s different. Especially when the
solvent 1s diminished by evaporation, HMMM may precipi-
tate 1n the composition and form particles. This can be more
severe 1n the dispensing tube and nozzle when 1nstalled on
a spin coater line, especially 1n the opening of the nozzle,
and these particles may cause coating defects. To regenerate
the cleanliness of the adhesion coating fluid, an excess
amount of solvent and solution 1s often required to flush the
dispensing tube and nozzle, resulting 1n waste of time and
material and reduction of throughput. It 1s further known that
HMMM 1s very difficult to make having a maximum degree
of methoxymethylation of 6. HMMM in commercial prod-
ucts typically has a methoxylation degree of 5.1, which
allows the unprotected functional groups to cause unwanted
polymerization reactions.

For the reasons discussed above, the liquid adhesion
composition of the present disclosure employing a cross-
linking agent of Formula 1 can be superior in comparison to
commercially known adhesion compositions, wherein the
cross-linking agent can cause unwanted particle or gel
formation during processing or storage.

Note that not all of the activities described above in the
general description or the examples are required, that a
portion of a specific activity may not be required, and that
one or more further activities may be performed 1n addition
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to those described. Still further, the order in which activities
are listed 1s not necessarily the order in which they are
performed.

Benefits, other advantages, and solutions to problems
have been described above with regard to specific embodi-
ments. However, the benefits, advantages, solutions to prob-
lems, and any feature(s) that may cause any benefit, advan-
tage, or solution to occur or become more pronounced are
not to be construed as a critical, required, or essential feature
of any or all the claims.

The specification and illustrations of the embodiments
described herein are intended to provide a general under-
standing of the structure of the various embodiments. The
specification and 1llustrations are not intended to serve as an
exhaustive and comprehensive description of all of the
clements and features of apparatus and systems that use the
structures or methods described herein. Separate embodi-
ments may also be provided i combination 1n a single
embodiment, and conversely, various features that are, for
brevity, described in the context of a single embodiment,
may also be provided separately or 1n any subcombination.
Further, reference to values stated in ranges includes each
and every value within that range. Many other embodiments
may be apparent to skilled artisans only after reading this
specification. Other embodiments may be used and derived
from the disclosure, such that a structural substitution,
logical substitution, or another change may be made without
departing from the scope of the disclosure. Accordingly, the
disclosure 1s to be regarded as 1llustrative rather than restric-
tive.

What 1s claimed 1s:

1. A liquid adhesion composition comprising:

at least one polymerizable compound comprising at least
two functional groups;

a catalyst;

a solvent, and

a cross-linking agent, wherein the cross-linking agent has
a structure of formula (1):

AX—(O—Y—),,;—N(CH>;—OR )5 ],,> (1),

wherein A 1s an alkyl group, an aromatic group or a
heteroaromatic group; X 1s C,_ alkyl, Y 1s C,_, linear
or branched alkyl; n, 15 1-10; R 1s C, _; alkyl,
wherein each R 1s the same or different; n, 1s 1-6.
2. The liguid adhesion composition of claim 1, wherein A
1s a C,_; alkyl, Y 1s branched C,_; alkyl; R 1s C, _; alkyl, n,
1s 2-6, and n, 1s 2 or 3.

3. The liquid adhesion composition of claim 2, wherein
the cross-linking agent has a structure of formula (2):

(2)

CH;
N(CH,OCH,),
¥
/L o
CH, CH,;
N()\/ OWO\)\)N
(H;COH,C), x (CH,OCH3),
ch/

wherein X, y, z1s 5 or 6, and a degree of —CH,OCH; 1s
at least 5.7 per mol.
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4. The liquid adhesion composition of claim 1, wherein
the at least one polymerizable compound comprises a mono-
mer, an oligomer, a polymer, or any combination thereof.

5. The liquid adhesion composition of claim 4, wherein
the polymerizable compound includes an acrylate oligomer.

6. The liquid adhesion composition of claim 1, wherein
the liquid adhesion composition comprises per ml less than
50 particles with a particle size of greater than 200 nm.

7. The liquid adhesion composition of claim 1, compris-
ing a viscosity ol not greater than 100 cP.

8. The liquid adhesion composition of claim 1, wherein
the composition 1s curable at a temperature of at least 50° C.

9. The liquid adhesion composition of claim 1, wherein a
weight percent ratio of the amount of the polymerizable
compound to the cross-linking agent 1s at least 0.5 and not
greater than 20.

10. The liquid adhesion composition of claim 1, wherein
a combined amount of the polymerizable compound and the
cross-linking agent together 1s at least 0.02 wt % and not
greater than 10 wt %.

11. The liquid adhesion composition of claim 1, wherein
the solvent comprises propylene glycol methyl ether acetate
(PGMEA), propylene glycol methyl ether (PGME), cyclo-
hexanol, or a combination thereof.

12. A method of forming a photo-cured product pattern,
comprising:

forming a solid adhesion layer by applying the hiquid

adhesion composition of claim 1 onto a substrate and
curing the liquid adhesion composition;

applying a photocurable composition to the substrate,

wherein the photocurable composition 1s overlying the
solid adhesion layer;

bringing the photocurable composition into contact with a

mold having an original pattern to be transierred;
irradiating the photocurable composition with light to
form a photo-cured product; and

removing the mold from the photo-cured product.

13. A method for manufacturing a circuit board, the
method comprising:

forming a patterned film by the method as set forth in

claim 12;

working the substrate by etching and/or 10on 1mplantation

using the patterned film as a mask; and

forming an electronic member.

14. The method according to claim 13, wherein the circuit
board 1s a semiconductor element.
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15. A multi-layer structure, comprising;:

a substrate,

a solid adhesion layer directly overlying a surface of the
substrate; and

and a solid polymeric layer directly overlying a surface of
the adhesion layer,

wherein the solid adhesion layer comprises an oligomer or
polymer crosslinked by a cross-linking agent, the a
cross-linking agent having a chemical structure of

formula (1)

A[X—O0—Y—),,;—N(CH>—OR )], (1),

wherein A 1s an alkyl group, or an aromatic group, or an
heteroaromatic group; X 1s C, . alkyl; Y 1s C,_, linear
or branched alkyl; n, 1s 1-10; R 1s C,_, alkyl, wherein
cach R 1s the same or different; n, 1s 1-6.

16. The multi-layer structure of claim 15, wherein A 1s a
C,_; alkyl group, Y 1s branched C,_; alkyl; R 1s C, _; alkyl, n,
1s 2-6, and n, 1s 2 or 3.

17. The multi-layer structure of claim 16, wherein the
cross-linking agent has a chemical structure of formula (2):

(2)
CH;

JyIN(CH,OCH3),

O
CH, A CHj,
o o L
(H3 COHQC)gN()\/ W )EN(C H2'O' CH3)2
H3zC -

wherein x, y, z 1s 5 or 6, and a degree of —CH,OCH 1s

at least 5.7 per mol.

18. The multi-layer structure of claim 135, wherein a
thickness of the adhesion layer 1s at least 2 nm and not
greater than 100 nm.

19. The multi-layer structure of claim 15, wherein the
solid polymeric layer 1s an imprint resist layer adapted for a
nanolithographic process.

¥ ¥ H ¥ H
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